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ABSTRACT: Cyclic block copolymers (‘BCP) are fundamentally intriguing materials, but their synthetic challenges that demand
precision in controlling both the monomer sequence and polymer topology limit access to AB and ABC block architectures. Here,
we show that cyclic ABAB tetra-BCPs (‘ABAB) and their linear counterpart ('ABAB) can be readily obtained at a speed and scale
from one-pot (meth)acrylic monomer mixtures, through coupling the Lewis pair polymerization’s unique compounded-sequence
control with its precision in topology control. This approach achieves fast (<15 min) and quantitative (>99%) conversion to tetra-
BCPs of predesignated linear or cyclic topology at scale (40 g) in a one-pot procedure, precluding the needs for repeated chain
extensions, stoichiometric addition steps, dilute conditions, and postsynthetic modifications, and/or postsynthetic ring-closure steps.
The resulting 'ABAB and “ABAB have essentially identical molecular weights (M, = 165—168 kg mol™") and block degrees/
symmetry, allowing for direct behavioral comparisons in solution (hydrodynamic volume, intrinsic viscosity, elution time, and
refractive indices), bulk (thermal transitions), and film (thermomechanical and rheometric properties and X-ray scattering patterns)
states. To further the morphological characterizations, allylic side-chain functionality is exploited via the thiol—ene click chemistry to
install crystalline octadecane side chains and promote phase separation between the A and B blocks, allowing visualization of
microdomain formation.

tetra-BCP

B INTRODUCTION polymer topology presents itself as a synthetic handle for fine-
Cyclic polymers are intriguing materials, in comparison to their tuning material performance, exploring new material poten-
linear counterparts. Owing to their lack of chain-end tials, and promoting cyclic polymer application.

functionality, loss of conformational freedom, and reduced Currently, cyclic block copolymers (‘BCPs) are limited to
chain-entanglement factors, cyclic polymers exhibit distinct AB and ABC architectures due to demanding requirements in

macromolecular behavior in solution, film, and bulk
settings.'~'? In solution, cyclic polymers have lower viscosity
([n]), smaller hydrodynamic volume (V3,), radius of gyration
(Rg), lower refractive index (dn/dc), and lower density (p)."'
Impacts on thermal properties include higher glass transition
(T) and decomposition (Ty) temperatures as well as
enhanced rate of crystallization,””"" which coupled with
lower melt viscosity than linear analogues by bulk rheology
measurements, provide complementary attributes for acces-
sible processing of rigid polymers.”*>* Thus, control over

synthetic approaches, of which few strategies have been
reported.B_30 When obtained, however, ‘BCPs offer new self-
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Figure 1. Compounded thermodynamic and kinetic comonomer sequence control in CSC-LPP for producing symmetrical and DP-precise linear

and cyclic tetra-BCPs.

assembly behavior and microdomain formation distinguished
from well-studied linear block copolymer ('BCP) counterparts
by transmission electron microscopy (TEM) and small-angle
X-ray scattering (SAXS).>"** Specifically, well-defined linear
and cyclic ABC tri-BCPs of polyisoprene-b-polystyrene-b-
poly(2-vinylpyridine) carefully prepared under low-temper-
ature anionic polymerization, high vacuum, and multistep post-
functionalization for bimolecular ring closure have been
subjected to thorough investigation by Hadjichristidis et
al,” revealing a shift from hexagonally close-packed core—
shell cylinders in the linear topology to a rather unique worm-
like morphology for the cyclic counterpart. As an example of
‘BCPs for lithographic applications, “ABC tri-BCP polybuta-
diene-b-polystyrene-b-poly(methyl methacrylate) self-assem-
bles into nanorings for ion etching on silica.”* While additional
synthetic routes such as ring-expansion, zwitterionic, anionic,
and uni/bimolecular couplings are reported, obtaining ‘BCPs
in high purity and molecular weight from compatible
comonomers remains a significant challenge. A simple and
robust synthetic protocol may enable future adoption and
application of the unique features expressed by ‘BCPs.
Access to multiblock copolymers (MBCPs) beyond tradi-
tional AB, ABA, and ABC block architectures has garnered
high interest for advancing functional materials in nano-
technology®*° and biomedical applications.”” Increasing the
number of blocks along a polymer chain results in a higher
degree of interdomain crossings and chain entanglement
“anchor” points, thus increasing interfacial adhesion and
improving mechanical performance.’®*’ For example, recently
reported 'ABAB tetra-BCPs of polyethylene (PE) and it-
polypropylene (iPP) revealed a dramatic increase in PE and
iPP (otherwise immiscible) blend compatibility and mechan-
ical performance over those treated with a 'AB di-BCP.*>*!
Similarly, 'ABA tri-BCPs phase separate into networks wherein
A-domains are anchored to other A-domains through the
middle B-block. This interdomain connectivity gives the
material thermoplastic elastomer (TPE) behavior otherwise
absent in the analogous AB-diblock. Initially, we set out to
make cyclic-TPE polymers but realized that ABA architectures
are not feasible for cyclic polymers, as they revert to AB after
ring closing. Thus, it seems the minimum complexity needed
to obtain TPE behavior (ie. interdomain network con-
nectivity) from cyclic polymers is an ABAB-tetrablock.
However, to the best of our knowledge, there are no reports
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on ‘ABAB BCPs (Figure 1) or their application due to
challenging synthetic and separation requirements via conven-
tional catalytic means.”

Recently, our group developed a compounded sequence
control Lewis pair polymerization (CSC-LPP)* to copoly-
merize mixed-feed homologous polar vinyl monomers into
well-defined cyclic di-BCPs in one-pot and one-step.”* The
unique two-step propagation mechanism of LPP,” wherein
both steps (monomer activation and conjugate addition) are
distinctly selective and compounding, enables comonomer
sequence control over even isomeric monomer mixtures with
high block resolution. Using CSC-LPP, we have learned that a
unique alkyl sorbate-based ion pair can be used to yield precise
and discrete ‘BCPs absent of linear contaminants and
premature ring-closure events without high dilution require-
ments.** In a later work, we put forth several lines of
mechanistic evidence for the cyclization mechanism in which
we found Lewis acid (LA) involvement in the cyclization event
itself.** We hypothesized that free monomer discourages
premature cyclization by saturating the LA thereby adding an
additional degree of temporal control over cyclization. In this
prior ‘BCP work,** high preferential coordination (Keq) of
encumbered LA methylaluminum bis(2,6-di-tert-butyl-4-meth-
ylphenoxide) (MAD) to n-butyl acrylate ("BA) over methyl
methacrylate (MMA) was exploited to restrict MMA from the
propagation cycle until "BA depletion. This effect compounded
with a heavily biased rate of propagation (k,) toward "BA
allowed for rapid consumption of “favorable” "BA prior to
“unfavorable” MMA with an infinitesimal margin for
misincorporation. In this work, we reasoned that we could
add a second feed of the favorable monomer (A, in this case
"BA) during some predesignated concentration of the
unfavorable monomer (B, in this case MMA), thus
immediately shifting coordination (K.,) and propagation (k,)
back to A to obtain a “ABAB tetra-BCP upon full conversion of
both A and B. The time-point for addition can be selected with
high precision by first preparing and tracking parent di-BCP
polymerization kinetics. Such a system would achieve ‘ABAB
in a speedy and convenient one-pot, two-step fashion.

We thus herein present the results of our rapid and scalable
tetra-BCP synthetic strategy while highlighting several
behavioral differences between linear and cyclic topological
analogues of di- and tetra-BCPs. We individually characterize
these materials with nearly identical number-average molecular
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weight (M, ~ 165 kg mol™"), degree of polymerization (DP)
of blocks (DP of A and B = ~500 total each), and symmetry
(architecturally), in two ways: (1) linear vs cyclic topology
analogues and (2) di- vs tetra-BCP compositional analogues.
The behavioral contrasting between these constitutionally
isomeric BCPs is probed by solution ([5], V;, dn/dc, and
elution time) measurements, bulk thermal (T, and Ty),
thermomechanical (dynamic modulus, tensile), and rheological
(bulk viscosity) experiments (linear vs cyclic). Materials
brought to the film stage were analyzed by X-ray scattering
and/or electron microscopy experiments for topological
confirmation, self-assembly assessment, and domain sizing as
a key strategy to discriminate BCPs of similar composition yet
varied architectures (di- vs tetra-BCPs).

B RESULTS AND DISCUSSION

One-Pot Synthesis of Linear and Cyclic Tetra-BCPs
Enabled by CSC-LPP. We designed two convergent polymer-
ization methods to achieve compositionally identical cyclic and
linear MBCP analogues requiring only a change in the
initiating species to designate topology. Specifically, Lewis
base (LB) tricyclohexylphosphine (PCy;) was employed as the
linear polymer initiator and ethyl sorbate/MAD/I'Bu (1,3-di-
tert-butylimidazol-2-ylidene) (1:1:1) ion pair 1 as the cyclic
polymer initiator.** Monomers allyl acrylate (AlA) and MMA
were selected for mixed-feed CSC-LPP due to their known
high differentiation by K., (for the [MI]/[MZ]/[LA]
coordination equlhbrlum) and propagation rate (k,) Usmg
variable-temperature '"H NMR to track the [AlA]/

[MAD] equilibrium at —20 °C, MMA/MAD coordlnatlon
could not be observed, thus implying a heavy K, bias (>1000)
for MAD preferential coordination to AlA over MMA (Figure
S1). Additionally, the k, for AIA was 1mpresswely high at ks
=8.14 X 10* [M]s™* [LA] - [LB] !, significantly higher than
the recently reported ko, = 3.96 X 10 [M]-s7h[LA]

[LB],™* for the LPP of MMA under nearly identical conditions
(Figure S2).*” The heavily biased equilibrium and kinetic
values predict high sequence control for MAD-catalyzed LPP
of this comonomer pair. Indeed, the one-pot CSC-LPP of this
monomer pair showed rapid (<7 s) and complete consumption
of AIA before MMA began to polymerize (Figure 2). From this
kinetic profile, the time needed to achieve 50% conversion of
MMA was measured to be about 156 s.
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Figure 2. Kinetic conversion vs time plot tracking the one-pot CSC-
LPP of AlA (black, DP = 500) and MMA (red, DP = 500).
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To demonstrate our control of block symmetry while
obtaining high-molecular-weight polymer, we targeted ABAB
tetra-BCPs with DP = 250/250/250/250 for “A1/B1/A2/B2”
blocks. To achieve this precision synthesis in the fewest
possible addition steps, the addition of A2 monomer should
occur at 50% conversion of Bl, at which point the K, will
immediately shift to promote polymerization of A2 over B2
(Figure 3). Two di-BCPs (‘PAlAsyy-b-PMMAsy, and 'PAIA,-
b-PMMA;,) were also synthesized at comparable monomer
compositions prior to the tetra-BCPs, designed to both model
kinetics and obtain baseline di-BCPs for comparison (Figure
S3). As shown in Figure 2, the S0% conversion point of MMA
during linear di-BCP synthesis occurred at 156 s, where AlA
was quantitatively consumed before the first postinitiation
time-point (<7 s).

Advancing to the ABAB sequence, the initial monomer feed
was set to be AIA/MMA = 500:1000 expecting the first batch
of AlA to quantitatively polymerize before the propagation of
MMA could occur (Figures 2 and 3). Following injection of
initiating species to each concurrently prepared linear and
cyclic synthesis, a timer was started and monitored for precise
addition of the second AlA feed. At the exact point of AlA
(block A2) injection, an aliquot was taken from each
polymerization to monitor the exact conversion of the MMA
and assign block compositions. The “ABAB AlA (A2) injection
occurred at 51% MMA conversion, yielding ‘PAIA,sy-b-
PMMA,s5-b-PAIA, 5-b-PMMA,,s with a high block symmetry
across the ring (Figures 3 and S4). The 'ABAB synthesis
achieved similar precision, with the addition of AlA at 55%
MMA conversion to yield 'PAIA,s)-b-PMMA,,s-b-PAIA,,-b-
PMMA,,; (Figures 3 and SS). Sequencing and comonomer
incorporation was evidenced by 'H and BC NMR, the latter
revealing carbonyl regions visually well-resolved and character-
istic of block architecture for both MMA and AlA signals
(Figures S6—S13).

Differentiating between Linear and Cyclic Tetra-
BCPs. First, we conducted gel permeation chromatography
(GPC) to obtain the absolute molecular weights of each
sample to ensure that we would be making appropriate
comparisons across near-identical M, species. Refractive
indices (dn/dc) were measured in THF for each of the
MBCPs. 'ABAB 'PAIA,¢)-b-PMMA,5-b-PAIA,5-b-PMMA,,
has a higher dn/dc of 0.0801 mL g~' than ‘ABAB ‘PAIA,,-
b-PMMA,75-b-PAlAssy-b-PMMAyg, with dn/de = 00735 mL
g~' (Figures S14 and SIS) This dn/dc trend was repeated for
the di- BCPS, where the 'PAIAy-b-PMMAy, registered 0. 0783
mL ¢!, higher than and the cyclic analogue of 0.0764 mL g™
(Figures S16 and S17). These trends also support the
differences in topology as cyclic polymers typically exhibit a
lower refractive index than linear analogues.'' With these
values, we then obtained accurate absolute molecular weight
values for the linear (M, = 165 kg mol™!, D = 1.25) and cyclic
(M, = 168 kg mol™!, B = 1.18) tetra-BCPs (Figures 4A, S18,
and S19), as well as the linear (M, = 165 kg mol™', b = 1.21)
and cyclic (M, = 161 kg mol™', B = 1.12) di-BCPs (Figures
S20 and S21).

As GPC separation sequences elution from high-to-low V,
cyclic polymers should elude later than linear analogues. When
the MBCPs were examined in this context, our results agreed:
the 'ABAB eluted at 20.4 min and the ‘ABAB eluted at 20.8
min, despite the marginally higher molecular weight for ‘ABAB
(Figure 4A). Similarly, the ‘AB eluded 0.6 min behind the
linear analogue (Figures S18—S22A). As the cyclic architecture
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can pack more mass into less V}, it should also exhibit a higher
molecular weight at the same elution time. When the
molecular weights of the di- and tetra-BCPs are plotted
logarithmically against standardized elution time, the cyclic
architectures reveal a higher molecular weight per elution time
than the linear architectures, further supporting topology
assignments (Figures 4B and S22B).

Considering that linear polymers experience a higher degree
of chain entanglement, solution viscosity should be higher than
that of cyclic counterparts. In agreement, the viscosity of the
'ABAB was higher than that of the cABAB (Figure 4C). This
trend is consistent across the di-BCPs (Figure S22C). Overall,
considering the demonstrated differences in elution time,
refractive indices, elution molecular weights, and intrinsic
viscosity, we collected converging evidence for differentiating
topology and affirming topology for linear and cyclic tetra-
BCPs with differing solution behavior.

Second, we focused on characterizing the differences in
thermal behavior between the linear and cyclic ABAB tetra-
BCPs. The chain-end groups in linear polymers are susceptible
initiation sites for radical fragmentation events that ignite or
expedite further thermal decomposition. These chain ends can
be considered as defects in the repeat unit, which can decrease

the temperature for onset decomposition (T ). On the other
hand, cyclic polymers have no chain-end sites and should thus
exhibit higher Ty values and narrowed mass-loss profiles. In
agreement, onset decomposition for the ‘ABAB was recorded
at 6 °C higher than that of the 'ABAB (Figures S23—S25). A
higher onset was also observed for the “AB, occurring 8 °C
higher than that of the 'AB (Figures S26 and S27).

Like thermal degradation, cyclic polymers typically exhibit
enhanced T, values over their linear counterparts. In this case,

8

differential scanning calorimetry (DSC) scans displayed a
higher T, for the “ABAB in both the individual AIA and MMA
blocks. For example, the PAIA-block T, in the “ABAB (—32
°C) is 3 °C higher than that in the IABAB (=35 °C) (Figure
§23). Similarly, the PMMA-block T, in “ABAB (121 °C) is 10
°C higher than that in 'ABAB (111 °C) (Figures S28 and S29).
These observations are consistent with thermal distinctions
between the AB di-BCPs (Figures S30 and S31).

Third, on the basis of the reports that cyclic polymers exhibit
a higher dynamic storage modulus (E’) than that of linear

. . . 2
analogues due to increased chain stiffness,

we performed

dynamic thermomechanical analysis (DTMA) via frequency
sweeps (—50 to 200 °C, S °C/min, 1 Hz, 0.3%) for each
material, recording E’ as a function of temperature (Table S1).
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The 'ABAB showed E[,,, = 1.94 GPa, notably lower than that
of the ‘ABAB (E,,, = 2.15 GPa) (Figures SA, S33, and S34).
This topology-defined distinction is once more reflected in the
'AB (2.44 GPa) and “AB (2.99 GPa) di-BCPs (Figures S35 and
S36). We attribute these observations to the locked ring
conformation in the cyclic polymers, which decreases the chain
mobility. On the other hand, mechanical performances (Figure
SB) measured by uniaxial tensile testing revealed that the
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‘ABAB tetra-BCP showed somewhat lower ultimate tensile
strength (65 ~ 15 MPa) and Young’s modulus (E ~ 436 MPa)
but significantly higher ductility (elongation at break, &g,
~112%), as compared to its linear counterpart 'ABAB (03 ~ 16
MPa, E ~ 564 MPa, &5 ~ 73%).

Fourth, oscillatory shear rheology was next employed to
distinguish flow-phase behavior. We specifically fixed on flow
profiles, recording polymer viscosity as a function of shear rate
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(175 °C, 1073 to 1 s™%, 10 rad/s) to observe the zero-shear
viscosities and shear thinning behavior. Cyclic polymers should
exhibit lower melt viscosities in view of their lower
entanglement density, similar to solution behavior. In this

case, both “BCPs (“AB = 232 X 10° Pa s, “ABAB = 572 X 10°
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Pa s) exhibited lower melt viscosity than that of 'BCPs ('AB =
476 x 10° Pa's, 'ABAB = 749 X 10° Pa's) (Figures 5C, S37—
S40; Table S2). Architecturally, the ABAB tetra-BCPs exhibit
zero-shear viscosity about 2X that of the AB di-BCPs,
presumably due to increased interdomain chain entanglements.
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Figure 9. RuO,-stained TEM images of: (A) ‘AB di-BCP, (B) 'AB di-BCP, (C) ‘ABAB tetra-BCP, and (D) 'ABAB tetra-BCP cryo-microtomed

films.

The rate of shear-thinning was also evaluated, as we posit
that the reduced chain entanglement factors for ‘BCPs may
affect the shear rate required to exhibit a thinning response.
Accordingly, we measured the slope of the viscosity curve
following the initial onset of shear thinning (~107% s7')
(Figure SC). Intriguingly, ‘BCPs (‘AB = —1.08x, ‘ABAB =
—0.82x) did not show rates of shear thinning that were faster
than those of the 'BCP counterparts ('AB = —1.08x, 'ABAB =
—0.80x) (Table S2). Instead, the rates of shear thinning
behave more responsively to block count than topology, with
increasing rates of shear thinning with increasing block
complexity.

Fifth, most directly, atomic force microscopy (AFM)
analysis conducted over solvent-casted (0.01 wt %) samples
fully supported topological assignments of both tetra-BCP
architectures (Figure 6). Micrographs of “ABAB revealed ring
morphologies with an average diameter of around 160 nm
(Figures 6C—F and S41), while the corresponding 'ABAB
exhibited a completely different network-like morphology
(Figures 6A,B and S42). Considering that the average degree
of polymerization is 1000 for ‘ABAB, and the average
backbone length is around 0.22 nm per monomeric unit of
MMA,* the diameters of the cycles obtained by AFM are
within the size range of the ‘ABAB. This agrees with the
hypothesis that such cycles observed by AFM are composed of
aggregates of cyclic macromolecules, which is also supported
by the higher height (~13 nm) verified for such cycles in the
topography measurements, in comparison with the 'ABAB (~4
nm) sample height. Therefore, interestingly, while conducting
the solvent-casting with 0.01 wt % solutions of ‘ABAB, the
polymer chains aggregate into globular cyclic-like aggregates, as
shown in Figure 6C—F, while linear chains entangle into a thin
network layer (Figure 6A,B). These results are consistent with
the reduced chain entanglements of the cyclic topology and
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confirm ‘ABAB and 'ABAB cyclic and linear topologies,
respectively.

Differentiating Di-BCPs and Tetra-BCPs of Similar
Block Composition. We first investigated the mechanical
performance with differing block complexity. A di-BCP can
coentangle across a single copolymer interface (k = 1), while a
tetra-BCP can coentangle across multiple points of domain
interfaces (k = 3+), acting as multinodal anchors for material
self-reinforcement (Figure 7A). In addition, tetra-BCPs are
expected to form smaller microdomains due to reduced block
volume. These factors should be attributed to increased
interfacial adhesion in tetra-BCP samples and enhanced tensile
performance. In agreement, the “AB di-BCP performed poorly
with weak (65 ~ 6 MPa) and brittle (e5 ~ 6%) tensile
properties and was significantly outperformed by the “ABAB
tetra-BCP, which now registered a yield point, more than
doubled tensile strength (65 ~ 15 MPa), and a >18-fold
increase in ductility (e ~ 112%) (Figures 7B, $43, and S44;
Table $3). The 'AB di-BCP was similarly outperformed by the
'ABAB tetra-BCP in tensile strength (>2X) and elongation
(>20x) (Figures 7C, S4S, and S46; Table S3). The ‘BCP
results, however, are most compellin§ in that TPE-like
behavior is achieved to the extent of 'ABAB by a ‘ABAB
architecture.

Next, we examined self-assembly and microdoman for-
mation and sizing of di- and tetra-BCPs in linear and cyclic
topologies. By increasing block count from two to four, while
keeping the composition (1/1 mol equiv) and degree of
polymerization (DP = 1000) constant, we envisioned that
expected self-assembly events would produce ABAB micro-
domains with ~1/2 the size of the AB BCPs. To enhance the
effects of self-assembly, as well as to demonstrate the
postfunctionalization available through the allylic pendant
chain, the thiol—ene click chemistry was used to graft 1-
octadecanethiol (1-ODT; C,4H3,SH) crystallizable side chains
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onto the PAIA units (Figure 8A).**% Prior to imaging and
scattering, we conducted '"H NMR spectroscopy to verify a
disappearance of alkene signals, revealing successful 1-ODT
installment (Figures S47 and $48). By DSC, in all four cases,
there was no evidence of a PAIA T, (=35 °C), as well as no
shouldering melt temperature (T,,) at ~30 °C which would
signal contamination from excess 1-ODT (Figures S49—S53).
Lastly, we observed a uniform, one-step decomposition profile
in all four 1-ODT-grafted BCPs (Figure 8B).

DSC was revisited to record the T, crystallization
temperature (T.), enthalpy of crystallization (AH_), and
enthalpy of fusion (AH;) for comparison between the AB di-
BCP and ABAB tetra-BCP architectures (Figure 8C,D). In
both heating and cooling scans, 'BCPs had higher T, and T,
events than the ‘BCPs. For instance, the 'AB di-BCP T, and T,
occurred at 51.3 and 37.5 °C, while the “AB di-BCP T,, and T.
occurred at 45.9 and 30.9 °C, respectively. In agreement with
this correlation, the "ABAB tetra-BCP T,, and T, were observed
at 47.7 and 38.0 °C, higher than the ‘ABAB tetra-BCP T, and
T. observed at 45.2 and 29.8 °C, respectively (Figure 8C—E).
Shifting in the T, exotherms (blue) and T,, endotherms (red)
highlights the control over BCP crystalline behavior with
topology.

We surmised that there may be discrepancies spurred by an
architectural sequence such that the di-BCPs would exhibit
larger AH; and AH, than the tetra-BCPs due to the larger
fraction of the crystalline domain (Figure 8A). This was
evident in our experimental results, as integration of both melt
and crystallization peaks revealed consistent increases in both
AH; and AH, in the di-BCPs compared to the tetra-BCPs
(Figure 8E). In the context of topological differences, the AH;
and AH, values of the 'BCPs were ~2x those of the ‘BCPs.
Thus, crystallinity is most dependent on the chain packing
capacity and is more likely to be disrupted by the cyclic motif.

To evaluate sample morphology, films of the four BCPs were
analyzed by TEM (Figure 9), according to the following
procedure: thin strips of the samples were put into a RuO,
solution for 10 min for the staining, followed by ultra cryo-
microtoming. RuO, stains the polyacrylate (PAIA) segments
preferentially, which appear darker on the TEM images (Figure
9).°"% On the other hand, PMMA is known to be less affected
by RuO,, leadin3g to almost unstained domains, depending on
staining times.”” >° Because the length of the crystallizable
aliphatic side-chains is around 3 nm, we hypothesize that they
are present within the darker (stained) domains of
polyacrylate, although a lack of resolution hinders their
visualization.

Particularly, a highly ordered phase-segregated morphology
is observed for the ‘AB di-BCP (Figure 9A), resembling a
cylindrical morphology in which the cylindrical dispersed
phase is derived from the unstained PMMA amorphous
segments.”> > This hypothesis arises from the presence of:
(1) lower contrast domains that are similar to lamellae, derived
from the cross sections parallel to the cylinder’s main axis and
(2) circular-shaped lower contrast domains, derived from cross
sections perpendicular to the cylinders main axis, considering
that the TEM provides a 2D-image of a microtomed cross-
section of the films.”® However, upon a closer view, it is noted
that the circular-shaped lower-contrast domains actually
possess an elliptical shape (Figure S54), instead of a perfect
circular shape expected for a typical cylindrical morphology.>
This may arise from morphological differences provided by a
cyclic and comb-like morphology.’' Regarding the TEM of the
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other BCP samples (Figures 9B—D, S55—S57), the morphol-
ogy resembles disordered lamellae in all cases, with differences
in the domain size between the samples, which cannot be
precisely determined owing to the disordered nature of the
phase-segregated domains.

To allow a better description of the topological and
architecture effect over the phase-segregated domain spacing,
correlation distances were obtained from SAXS at 25 °C, a
temperature at which the TEM measurements were carried
out.”” Both TEM and X-ray scattering experiments were
performed with films that underwent the same thermal
treatment. As can be seen in the SAXS plots (Figure SS8),
the results obtained for the samples that present a disorganized
phase-segregated morphology on TEM (all with the exception
of the ‘AB) have a low-intensity broad-peak profile, which is
even more pronounced for the ABAB tetra-BCPs. The lower
intensity of the ABAB tetra-BCPs when compared to the 'AB
di-BCP, all of which have deorganized lamellar phase-
segregated morphology, is related to the smaller domain size
of the ABAB tetra-BCPs, when compared to the AB di-BCPs,
as expected, which is supported by the correlation distance
values (Table 1).2%3155%7

Table 1. Scattering Vector of Maximum Scattering Intensity
(g) and Correlation Distances (d) Obtained by SAXS

sample g (nm™) d (nm)
‘AB 0.073 86
'AB 0.06 104
‘ABAB 0.12 52
'ABAB 0.1 63

Despite the “AB organized morphology, the SAXS plot also
presents a broad-peak profile, however, narrower than its 'AB
and both ABAB BCP analogues. The broadness of the SAXS
scattering peak in the case of ‘AB is related to the presence of
multiple correlation distances related to distinct chain-packing
arrangements throughout the sample, all of which appear in the
low-q SAXS range. As visualized by TEM (Figure 9A), the
phase-segregated morphology contains cylinders of distinct
sizes and shapes (i.e., linear or V-shaped), which are certainly
related to the complex cyclic/comb-like architecture of the
BCP.*®% Therefore, for a more quantitative analysis of the
phase-segregated morphology at low-q ranges, a more refined
mathematical treatment on the SAXS profile is required and is
currently ongoing.>> Nevertheless, the organized cylinder-like
phase-segregated morphology of the “AB visualized by TEM
(Figure 9A) allows a proper correlation with the data obtained
by SAXS, thus providing a basis for hypothesizing a
macromolecular arrangement (Figure 10).>"°%°7%%

A scheme of two possible chain conformations of the °‘AB,
namely, a perfect circle and a fully flat cycle, which possess
radii around 40 and 62.5 nm, respectively, is presented in
Figure 10. Therefore, the length of a fully flat B-block of
aliphatic (1-ODT)-functionalized acrylate is 62.5 nm based on
the consideration of a 0.25 nm length per monomeric unit of
the acrylate. In Figure 10B, we observed that the length of the
dark domains, associated with the semicrystalline acrylic-
aliphatic comb-like block, is around 60 nm, matching perfectly
with a nearly fully flat macromolecular arrangement of the B-
block (acrylic-aliphatic). Because the crystalline lamella is
composed of 3 nm length aliphatic chains, they are too small
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the ‘AB di-BCP with the determined correlation distances and a schematic representation of their correlation with the BCP chain-packing and

TEM results.

and cannot be adequately detected within the darker domains
of the polyacrylate block.

The 22 nm width of the fully amorphous polymethacrylate
domain is probably associated with a random-coil morphology,
with lower volume due to its lower molar-volume compared to
the aliphatic-functionalized B block. Therefore, the correlation
distance obtained by SAXS is presumably related to the length
of the “AB block copolymer on the cylindrical phase-separated
morphology, consisting of: (1) a fully flat B-block and (2) a
random-coil A block (Figure 10C). This hypothesis is
strengthened by the similarity of the chain-length of a
hypothetic fully flat “AB block copolymer arrangement (Figure
10A), domain-length values obtained by TEM (Figure 9B),
correlation distance obtained by SAXS (Figure 10C), and
volumetric fraction of each BCP block.**

On the other hand, SAXS results (Figure 10C) with g
ranging from 0.4 to 2 show a broad crystalline peak centered at
g = 1.7 nm™’, which provides a correlation distance d = 3.7 nm,
presumably related to the length of the crystalline subdomains
composed of aliphatic side chains of the polyacrylate B-block
(Figure 10C). This peak is observed for all BCPs and is
centered at ¢ = 1.7 nm ™" for all the samples with the exception
of the “ABAB (Figures S59 and S60). Nevertheless, a length of
3 nm of the aliphatic chains and the correlation distance
around 3.7—4 nm provide a strong indication that this peak is
related to the crystalline subdomains of packed aliphatic side
chains (Figure 10C). Moreover, wide-angle X-ray scattering
(WAXS) results confirm the presence of crystalline domains in
the four BCP samples by the presence of a crystalline peak
centered at g = 15.2 nm™" present in the four samples (Figure
S61). This peak is more intense in the case of 'BCPs (Table 1),
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indicating a higher degree of crystallinity as already verified by
the DSC analysis (Figure 8E). This peak corresponds to a 26
value of 21.4°, which is the same value reported in the
literature for the reflection of the plane (110) of the
polyethylene in the monoclinic unit cell form®”®® of the
poly(oxidodecamethylene).’” Therefore, the crystalline com-
ponent of the BCPs is due to the crystallization of the aliphatic
(1-ODT) side chains of the polyacrylate block, and the cyclic
topology of the ‘AB and “ABAB architectures partially hinders
such crystallization.

B CONCLUSIONS

In summary, we report on the synthesis and characterization of
complex linear and cyclic tetra-BCPs from mixed-feed
(meth)acrylate monomers in a one-pot, two-step polymer-
ization procedure in a speedy, scalable manner. The precision
of this method is also specifically highlighted by the
accessibility of a ‘ABAB tetra-BCP with block symmetry of
25/25.5/25/24.5 and M, = 168 kg mol™" (D = 1.18), along
with its linear counterpart 'ABAB tetra-BCP with a block
symmetry of 25/27.5/25/22.5 and M, = 165 kg mol™' (B =
1.25), both of which were prepared at about 40 g and <15 min.
Distinctions between the linear and cyclic tetra-BCPs are
recorded, while corroborated with behavioral patterns between
well-documented linear and cyclic AB di-BCPs. Multilevel
characterizations in different BCP states designed to differ-
entiate between the two MBCP topologies collected several
lines of evidence that corraboratively confirmed their
topological assignments. Consistent with these assignments,
key distinctions are revealed to show that, as compared to its
linear tetra-BCP counterpart, the “ABAB tetra-BCP exhibits
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clearly differentiated properties in solution (a smaller hydro-
dynamic volume, lower solution viscosity, longer elution time,
and lower refractive index); bulk (a higher onset decom-
position temperature and glass-transition temperature); and
film (a higher dynamic storage modulus and a considerably
higher fracture strain). Further distinctions were revealed by
rheological flow experiments that showed a lower melt
viscosity for ‘ABAB tetra-BCP, while AFM analysis clearly
depicted circular ring shapes for the “ABAB and a webbed
layout for the 'ABAB analogue as direct imaging evidence for
the topology assignments.

The precision synthesis of both linear and cyclic MBCPs
enabled by CSC-LPP also presented a unique opportunity for
studying architectural effects of di- and tetra-BCPs with the
same comonomer composition and molecular weight. Key
findings include: (1) tetra-BCPs, regardless of topology, exhibit
notably higher tensile toughness than di-BCPs, thanks to TPE
interdomain entanglements within networks of tetra-BCPs and
(2) self-assembly and microdomain phase segregation are
promoted via alkene functionalization by the large crystalline
pendant groups. Domain spacing is substantially reduced by
around 40% with an increase in block number from 2 to 4 in
both linear and cyclic BCPs.

We emphasize that CSC-LPP can be exploited to create
more diverse and architecturally complex MBCPs within and
beyond linear topology, for which exploration and implemen-
tation is still ongoing for even more intricate architecturally
coupled topological structures. As MBCPs continue to emerge
as superior alternatives to di-BCPs in fields requiring smaller
domain sizes and stronger interdomain entanglements, the
need for scalability in appreciable timeframes will become
more crucial to their adoption and application.
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